of the y-H-atom (A). A further photoactivation results in the attack of the aldehyde-oxygen at the hydrogen at C-8. The resulting diradical (B) undergoes cyclisation from the mesomeric form C to yield the 8,14-unsaturated steroid (D) (Fig. 1 ).
CHj OH

CHj OAc Experimental
Melting points were determined with a Kofler hot stage apparatus and are uncorrected. 'H NMR spectra were recorded on a Bruker AM 300, IR spectra on a Perkin-Elmer 197 spectrometer. All the synthesized substances were analysed for C, H and the results were within +0.3% of theoretical values.
3 a, 12 a,24-trihydroxy-5ß-14a-cholane (2) 10 g (25.51 mmol) deoxycholic acid 1 in 400 ml THF were refluxed with 3 g (79.0 mmol) LiAlH 4 for 3 h. The excess of hydride was destroyed carefully with THF/water. After acidification with diluted HCl 8.8 g (19.1 mmol) of 3 were oxidised with 9 ml Jones-reagent (6.7 g Cr0 3 in 6 ml H 2 S0 4 /19 ml water) in 600 ml acetone at R.T. for 30 min. The reaction was stopped by adding 50 ml isopropanol. Evaporation of the solvent in vacuo, distribution of the residue between water/methylenechloride, and extraction with methylene chloride leads, after washing of the organic phase with sodium carbonate solution and water, and evaporation in vacuo, to a syrup. Crystallisation from isopropanol/water gave 7.8 g (88%) of 4; Thanks are due to the Fonds der Chemischen Industrie for financial support.
